A new secobeyerenoic acid mono ester, ent-2, 3-secobeyer-15-en-2,3-dioic acid, 3-methyl ester was isolated from the heartwood of Spirostachys africana and identified using spectroscopic methods. The mono ester was also prepared using two methods; by reacting the known diacid, ent-2,3-secobeyer-15-en-2,3-dioic acid with 1.5 mole equivalency of diazomethane, and methanolysis of ent-2,3-secobeyer-15-en-2,3-dioic anhydride.
The heartwood latex of Spirostachys africana contains acids which are conveniently isolated by dissolving the latex in aqueous THF containing sodium carbonate. The subsequent mixture is then partitioned between water and chloroform. The acids are extracted as salts into the basic aqueous layer and are recovered on neutralization with dilute HCl followed by partitioning with chloroform. The acidrich CHCl 3 layer when dried and chromatographed gives the two major acids; the prevalent diacid, ent-2,3-secobeyer-15-en-2,3-dioic acid (1) and the mono acid, ent-4-oxo-2,4-seco-3,19-norbeyer-15-en-2-oic acid (2) . We have also reported the reactions of these acids in hot acetic anhydride where 1 gives a seven-membered ring anhydride, ent-2,3-secobeyer-15-en-2,3-dioic anhydride 3 while 2 gives two lactones. The methyl esters of 1 and 2 were also prepared using diazomethane [1] .
In our attempt to isolate secondary metabolites present in the latex from heartwood of Spirostachys africana, using the NMR as monitoring procedure, a mono methyl ester of the diacid 1 was isolated and characterized as a natural product 4. This natural product had the characteristic beyerene features (ca 750 cm -1 in IR, two doublets between δ H 5.5 and 6.0 and two peaks between δ C 130 and 140 in NMR). It was concluded from NMR data that there were no modifications in rings B, C, and D. The methoxy absorption for the monoester was at δ H 3.65 while the carbonyl groups were observed at δ C 176.9 and 180.0. The methoxy group, under HMBC, correlated with the absorption at δ C 180.0, indicating the connectivity between the two. The geminal methyls at δ H 1.22 and 1.24 also had HMBC responses to this ester carbonyl group. Thus the mono methyl ester was located on C-3. The methylene protons on C-1 with peaks at δ H 2.35 and 2.44 were connected to the carbonyl group at δ C 176.9 as shown by HMBC experiments. The rest of the data were assigned on the basis of COSY, HMQC and HMBC experiments and are shown in Table 1 . Under electron impact (EI), the monoester gave two fragments with peaks at m/z 289.2033(calculated 289.2168) and 247.1617(calculated 247.1698) representing loss of methoxycarbonyl group followed by a subsequent extrusion of the isopropyl carbine. The high reactivity of the hindered C-3 carbonyl compared to the exposed C-2 carbonyl may be attributable to its higher positive charge for it is more deshielded from the 13 C NMR data.
When the diacid 1 was mixed with methanol and left standing at room temperature for twenty-four hours, no 4 or 5 was observed using either 1 H NMR or TLC. Hence the monoester was not an artifact. The twentyfour hour period was chosen since this was the time used during extractions as indicated in the Extraction and Isolation procedure.
Experimental

Instrumentation:
1 H and 13 C NMR were recorded at 300.13 and 75.47 MHz respectively, using a Bruker instrument with TMS as internal standard. 2D spectra were obtained using XWIN-PLOT. High resolution mass spectra (HRMS) were obtained on a Waters Micromass GCT Premier Spectrometer with TOF analyzer in the EI + mode. Silica Gel PF 254 was used for TLC, vacuum liquid chromatography (VLC) and flash liquid chromatography (FLC). Silica gel 60 (0.043-0.063) was used for preparing slurries. 
Extraction and isolation:
The fine ground material (605 g) was extracted overnight (24 hours) with 1:1 mixture of CH 2 Cl 2 /MeOH. The residue was rinsed with the same solvent three more times. The extracts were combined and the solvent removed under reduced pressure using a rotary evaporator to give a syrup (104 g). The syrup was redissolved in 1:1 CHCl 3 /MeOH and silica gel 60 (165 g) added to the solution and left to air dry to obtain a slurry.
The slurry was subjected to Vacuum Liquid Chromatography over silica gel 60 PF 254 (350 g) and eluted with chloroform to obtain seven fractions of 200 mL each. The fractions were combined based on similar R f values in hexane/EtOAc mixtures. The mixed fractions 5 to 7 were further resolved using flash liquid chromatography with CHCl 3 as a mobile phase. The subsequent fractions 3 to 6, when chromatographed using hexane and EtOAc gradients gave crystalline material in fractions 13 to 22. The mother liquors of these fractions were subsequently chromatographed again with hexane and EtOAc mixtures. Fractions 10 to 12 showed a methoxy group in the 1 H-NMR. These fractions in THF were reacted with aqueous sodium carbonate and subsequently partitioned with CHCl 3 . The organic layer showed a strong methoxy absorption and further chromatography of this mixture gave compound 3. The carbonate layer was neutralized with dilute HCl and partitioned with CHCl 3 which when dried, filtered and evaporated gave 1. 
Preparation of diazomethane:
Diazomethane was prepared by mixing nitrosomethylurea (103 mg, 1.00 mmol) in dry ether (10 mL) and potassium hydroxide (60 mg, 1.07 mmol) in water (5 mL). The yellow solution was warmed with warm water and distilled over into a volumetric flask (20 mL) and filled up to the mark with THF to make a solution of 0.05 mmol/mL [2] .
Preparations of Compounds 4 and 5 from the diacid 1:
To a solution of the diacid, 1 (50 mg, 0.15 mmol) in THF (10 mL) was added diazomethane solution (4 mL, 0.20 mmol) and stirred until decoloration (about 5 minutes). The resultant mixture was evaporated and chromatographed eluting with hexane and EtOAc mixtures (6:1 and 2:1) to give compound 5 (24 mg), and the mono ester 4 (20 mg) respectively.
Methanolysis of anhydride 3:
The anhydride (25.6 mg) was boiled in methanol (10 mL) and the reaction was followed using TLC. TLC results showed complete reaction after boiling for 3 hours. Methanol was evaporated and the product mixture was cleaned by column chromatography eluting with hexane/EtOAc (2:1) and obtained 25.1 mg of 4.
